Scheme 1. Synthesis of the dendrite moieties; (i) K 2 CO 3 , 18-crown-6, acetone, reflux, 48 h, 53 % (G 1 ), 51 % (G 2 ), (ii) CBr 4 , PPh 3 , THF, rt, 0.5 h, 94 %.
The ethyl ester functionalised crown ether (7) was initiated with the monotosylation of the commercially available tetraethylene glycol ether through reaction with tosyl chloride in the presence of triethylamine to afford monotosylated tetraethylene glycol ether 11. Catechol was alkylated with monotosylated glycol 11 under basic conditions (K 2 CO 3 ) to yield diol 12, followed by ditosylation of diol 12 to give bistosylated glycol derivative 13 under the same conditions as described previously for the preparation of monotosylated glycol 11. Ethyl-3,4-dihydroxybenzoate ester was reacted with ditosylate derivatve 13 under basic conditions (K 2 CO 3 ) and in the presence of LiBr to afford the crown ether 7. atmosphere for 16 h. The reaction mixture was allowed to cool to room temperature and the concentrated in vacuo (~20 ml). The solid was redissolved in Et 2 O and washed with 1 M NaOH (20
ml) and H 2 O (20 ml). The organic layer was dried (MgSO 4 ), filtered and solvent removed in vacuo.
The crude product was purified by column chromatography (gradient elution; 0 to 20 % MeOH in EtOAc, increase in increments of 5 % after 100 ml of eluent) to yield a colourless oil (9.00 g, 73 %). Compound 13. A solution of tosyl chloride (9.12 g, 48.00 mmol) in dry DCM (50 ml) was added dropwise to a solution of diol 12 (4.50 g, 12.00 mol), NEt 3 (5.05 g, 2.01 ml, 50.00 mmol) and 4-DMAP (catalytic amount) in dry DCM (100 ml) under N 2(g) atmosphere at 0 o C. After the addition was completed, the reaction mixture was further stirred at room temperature for 16 h, followed by washing with 0.1 M HCl (2 x 20 ml) and brine solution (2 x 20 ml). 144.8, 133.0, 129.8, 128.0, 121.7, 114.9, 70.8, 69.8, 69.3, 68.8, 68.7, 21.6 Compound 7. A solution Ethyl-3,4-hydroxybenzoate ester (0.54 g, 3.00 mmol), K 2 CO 3 (1.60 g, 11.59 mmol) and LiBr (catalytic amount) in dry MeCN (300 ml) was refluxed under N 2(g) atmosphere for 1 h followed by dropwise addition of a solution of bistosylated glycol derivative 13 (2.00 g, 2.93 mmol) in dry MeCN (151 ml) over 2 h. The reaction mixture was further refluxed for 48 h and then allowed to cool to room temperature. K 2 CO 3 was filtered off and the solvent removed in vacuo. The resultant oil was redissolved in DCM (20 ml) and washed with 0.1 M HCl (2 x 25 ml) and brine (25 ml). The 5H), 4.32 (q, 2H, J = 1.80 Hz), 8H), 8H), 8H) : 166.3, 152.8, 148.9, 148.2, 123.8, 123.2, 121.7, 121.4, 115.0, 114.4, 114.1, 112.0, 71.5, 71.4, 71.3, 70.8, 70.6, 70.0, 69.8, 69.6, 69.5, 69.4, 69.3, 68.9, 60.8, 14.4 
Details for MD simulations
All MD simulations were performed in the canonical (NVT) ensemble using the consistent-valence force field (cvff) force field [S1] . The temperature was set to 298 K by using the Andersen thermostat. [S2] The equations of the motion were integrated using the velocity Verlet algorithm [S3] with the time step of 1fs. The Discover module in the Materials Studio package [S4] was employed to run all the MD simulations.
Surface Model. Periodic slab models were adopted to model the SAM systems. Five layers of gold atoms cut from the Au(111) surface were used to model the gold substrates used in the experiment and they were fixed during the simulations. Water molecules with chloride ions was used to model the experimental solution. The surface models and parameters are shown in Figure S1 and Table S1 .
MD simulation snapshots. The snapshots for the five SAM systems are shown in Figure S2 . 
